. Screen snapshot of the software used to record the crystal bending showing the procedure for measurement of the crystal curvature and length. S4 Figure S6 . The kinetics of changing the curvature (a) and the length (b) of crystal 2 (solid lines) and quantitative description of the kinetics (dashed lines) using a model with the coefficients depending on the transformation degree described by eqs 15-16. S7 Table S1 . Combination of crystal samples and temperatures used to verify the reproducibility of the measurements under conditions of uniform both-sides irradiation of single crystal of 1-N and thermal reversion of the resulting 1-O. S8 the hypothesis of a thermal equilibrium between the two isomers in the crystal. Should the 1-O isomer still be present, its amount does not exceed 5% (mol). The corresponding value of ΔG at this temperature then should not be greater than -10 kJ/mol. In the present study, where the temperatures did not exceed 363 K, the thermal nitro-nitrito isomerization can be safely neglected, and the heating can be assumed to result exclusively in nitrito-nitro 1-O  1-N transformation.
Note 5. The average residuals did not exceed 2 × 10 -2 cm -1 , that is, less than 1% of general magnitude of the curvature in the experiments. kk. Note 7. The reaction 1-N → 1-O results not only in expansion of the crystal along its longest axis but also in compression normal to that axis (along axis a; the maximum strain is -2.4% after complete transformation, see Fig. S3 in the SI). This compression is known to lower the quantum yield. 57 As the maximum transformation extent decreases with increasing temperature because of the increased contribution of the reverse reaction 1-N ← 1-O, the lattice contraction along a decreases as well, thus contributing to higher quantum yield. Taken together, these results show that both the thermal expansion and the decrease in the average transformation extent at higher temperatures contribute to higher quantum yield of photoisomerization.
Note 8. The absorbance of the nitrito form is thus estimated to be 5 to 7 times lower than that of the nitroisomer. This difference is larger, than that measured for the two isomers in aqueous solutions. However, absorption in solution may differ from absorption in the solid state. There is presently no direct experimental information on the UV-Vis absorption of the nitrito-isomer of [Co(NH 3 ) 5 ONO]Cl(NO 3 ) in the solid state to assess the result. Additionally, the absorption in crystals depends not only on the oscillator strength of the corresponding electronic transition, but also on the crystallographic orientation of the absorbing species and the polarization plane of the irradiation causing the excitation. So, the lower predicted absorption of nitrito form as compared to solution data can be a consequence of a specific relative orientation of incident light and the dipole moment of corresponding transition in the nitrito-isomer in the irradiated crystals.
Note 9. The value of I 0 is the highest estimated value of the used light source. It has been measured outside of the experimental setup (see the Experimental details). Real photon flux on the crystal installed inside the measurement camera can be somewhat lower because of the intensity loss on the camera window and because of inevitable irreproducibility of the crystal installation relative the light spot inside the camera. We assume that up to two-fold total photon flux density decrease may result from the different crystal installations comparing to the initial value of I 0 .
Note 10. The same reasoning can be given for the interaction of differently oriented nitrito-isomers with light. However, since the nitrito-isomers in the crystal are no longer involved into the phototransformation, we have assumed for the sake of simplicity the light absorption by all the nitrito-isomers to be the same and isotropic.
Note 11. We do not add any corrections taking into account the possible effect of changing the angle between the crystal and the light beam caused by crystal bending. This effect would not exceed ±11
o for the present experimental data (the refraction inside the crystal should be accounted for, to make this estimation). This deflection is supposedly not larger than deviations caused by thermal vibration in the lattice or by the transformation itself (the nitrito species are acting as point defects causing local lattice distortions). Figure S1 . Screen snapshot of the software used to record the crystal bending showing the procedure for measurement of the crystal curvature and length. (4) 9.5237 (5) 14.4710 (9) 7.5428 (3) 9.4556 (5) 14.5467 (12) 7.4933 (4) 9.4931 (5) 14.5868 (13) 7.4684 (3) 9.5130 (5) 0.042, 0.120, 1.19 0.049, 0.145, 1.20 0.056, 0.171, 1.13 0.059, 0.174, 1.14 
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